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S2. UV/Vis Spectroscopy
Figure S1 UV/Vis Absorption spectra of T1-T5 in CH 2 Cl 2 at room temperature
Figure S2
Fluorescence spectra of T1-T5 in various solvents of different polarity a Stokes shift = λ em-max (highest energy) -λ abs-max (lowest energy).
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Figure S3
Normalized excitation and absorption spectra of T1-T5 in CH 2 Cl 2 at room temperature
Figure S4
Comparison of E 0-0 (black) obtained from UV/Vis spectroscopic measurements, E g (red) obtained from cyclic voltammetry measurements, and ΔE HOMO-LUMO obtained from DFT calculations (B3LYP/6-311+G(2d,p)/PCM(CH 2 Cl 2 ) single point calculation in magenta and TD-B3LYP/6-31G(d)/PCM(CH 2 Cl 2 ) calculation in blue) on B3LYP/6-31G(d) gas-phase geometries for T1-T5
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S3. Cyclic Voltammetry
Figure S5 Cyclic voltammetry traces (E > 0V) for T3 at different scan rates (CH 2 Cl 2 / TBAPF 6 )
Figure S6
Cyclic voltammetry traces (E < 0V) for T3 at different scan rates (CH 2 Cl 2 / TBAPF 6 )
Figure S7
Plots of peak anodic (I pa ) and cathodic (I pc ) current versus (scan rate) 1/2 for the first ('ox1') and second ('ox2') oxidation and the first reduction ('red1') of T3 by using the data from Figures S5 and S6
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S4. Theoretical Calculations
Molecules T1-T5 were simplified to alleviate the computational costs by substitution of the three apex tert-butyl groups in positions 2, 6, and 10 (T1 H -T5 H ) by hydrogen atoms. The effect of the tertbutyl groups on the calculated absorption spectra was tested on the parent triangulene-4,8-dione (T0) in the gas phase and CH 2 Cl 2 as a model solvent. The results obtained with four different functionals (PBE1PBE, B3LYP, CAM-B3LYP, and M06-2X) are summarized in Table S2 . The induction effect of the three tert-butyl groups causes a bathochromic shift of the energy of the first electronic transition by ~0.06 eV for all considered functionals irrespective of the solvation, and can therefore be neglected.
The first electronic transition in the series of donor-acceptor molecules T1 H -T5 H was calculated with the CAM-B3LYP and M06-2X functionals that showed S1-S3 previously a balanced performance in evaluating both the local and charge-transfer (CT) electronic transitions. The results obtained from these calculations are summarized in Tables S3-S8 . a Calculated with the TD-DFT formalism with the 6-31G(d) basis set in the gas phase and CH 2 Cl 2 modeled as a polarizable continuum (PCM). 
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